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Abstract

In recent years, zinc oxide (ZnO) has become one of the most popular research materials due to its unique
properties and various applications. ZnO is an intrinsic semiconductor, with a wide bandgap (3.37 eV) and large
exciton binding energy (60 meV) making it suitable for many optical applications. In this experiment, the simple
hydrothermal method is used to grow indium-doped ZnO nanostructures on a silicon wafer, which are then
annealed at different temperatures (400°C to 1,000°C) in an abundant oxygen atmosphere. This study discusses the
surface structure and optical characteristic of ZnO nanomaterials. The structure of the ZnO nanostructures is
analyzed by X-ray diffraction, the superficial state by scanning electron microscopy, and the optical measurements
which are carried out using the temperature-dependent photoluminescence (PL) spectra. In this study, we discuss
the broad peak energy of the yellow-orange emission which shows tendency towards a blueshift with the
temperature increase in the PL spectra. This differs from other common semiconductors which have an increase in
their peak energy of deep-level emission along with measurement temperature.
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Background
Zinc oxide (ZnO) is an important II-VI compound semi-
conductor which belongs to the group with hexagonal
close packing and has a wurtzite structure with P63mc
symmetry. The lattice constants of ZnO are a = 3.2539 Å
and c = 5.2098 Å with a perfect ratio of c/a close to
1.633. This structure has hexagonal symmetry but not a
center which displays excellent piezoelectric properties.
Moreover, ZnO is a semiconductor with a wide bandgap
(3.3 eV) and high exciton binding energy (60 meV) [1]
that is a marvelous property for optics. It is widely recom-
mended for optoelectronics [2], sensors [3], and transistors
[4] and has wide applications in transparent conducting
films [5], rheostats [6], and photocatalysis devices [7].
Recently, many special ZnO nanostructures such as

nanocastles, nanocombs, and nanocages have been synthe-
sized through various methods. Photoluminescence (PL)
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studies of ZnO have been conducted for several decades.
Although the ultraviolet [8], violet, green [9], orange [10],
and near IR emissions [11] of this material have been
researched systematically by many groups, their proper
emission mechanisms are still under dispute, especially the
defect-related emissions. Green emissions of ZnO were first
proposed by Vanheusden [12] who used the V0

* single
ionized oxygen defect and band-bending interrelation to
explain the phenomenon. A series of annealing processes
are carried out, and variations in the intensity of the green
emissions with the temperature dependence and oxygen va-
cancies are observed. The results prove that intensity of the
green emission is related to the content of V0

*.
In this study, the ZnO microrods are fabricated by the

hydrothermal method [13-15], but the samples (ZnO)
produced by this process have many defects. The PL
measurements of the samples show yellow-orange emis-
sions caused by annealing in an oxygen environment;
however this may cause the occurrence of many oxygen
vacancies or interstitials in the ZnO. The intrinsic emis-
sion of ZnO is also called the near band edge with a
n Open Access article distributed under the terms of the Creative Commons
g/licenses/by/2.0), which permits unrestricted use, distribution, and reproduction
roperly cited.
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Figure 1 HR-XRD spectra for the non-doped ZnO
nanostructures.

Figure 2 HR-XRD spectra for indium doping in the ZnO
nanostructures.
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wavelength of about 378 nm (UV emission) [8] and has
strong defect emissions which are called deep-level
emissions with a wavelength of about 617 nm (yellow-
orange emission) [10]. The strong defect emissions also
occasionally include visual violet and infrared light. The
violet emissions can be attributed to the recombination
of electrons and holes between the interstitial zinc (Zni)
shallow donor levels and the valence band [16,17]. Nor-
mally, the n-type dopants for ZnO comprise the three
grouped elements such as indium [18], aluminum and
gallium. Silver and lithium have been used for p-type
doping [19]. In this work, the ZnO nanostructure is doped
with indium. This technique and doping method can
change the carrier concentration leading to more research
applications. Additionally, In-doped ZnO nanostructures
have been grown by the hydrothermal method. They are
easy to grow because of the low pressure and temperature.
The intrinsic emission is a result of the combination

of free electrons or exciton-exciton oscillation. In
addition, defect emission refers to the oxygen ionization
vacancies above the surface and the single ionization
charge of ZnO which combines with the holes. The
phenomenon arising from strong defect emissions com-
pared to weak intrinsic emissions is due to free-exciton
annihilation caused by collision or recombination with
each other. The result also reduces the luminescent exci-
tons, the luminescence efficiency, and peak intensity.

Methods
This hydrothermal method [20], which involves hetero-
geneous nucleation in supersaturated solutions to grow
nanocrystals on the surface, has many advantages in-
cluding being an easy procedure to use, requiring a low
temperature and pressure. The surface roughness
obtained using a buffer layer to synthesize ZnO offers
heterogeneous nucleation points. After the cleaning
process, the wafer is placed in acetone, DI water, and
isopropyl alcohol (IPA). Zinc acetate which has been dis-
solved in the alcohol is uniformly distributed onto the
silicon substrate in order to increase the density. Subse-
quently, ZnO nanostructures grow in the combination
of zinc aqueous solution blended with 28% ammonia
(NH3). Finally, the samples are coated with indium acet-
ate which has been dissolved in alcohol and then
annealed in a high-temperature furnace. The heat allows
the indium ions to penetrate the ZnO nanostructures.
In this study, we analyze the structure and superficial

state of ZnO by high-resolution X-ray diffraction (HR-
XRD), and field-emission scanning electron microscopy
(FE-SEM). ZnO optical measurements are utilized to
survey the temperature-dependent PL spectra. The eight
samples include non-annealing and annealing at tempera-
tures from 400°C to 1,000°C. The temperature measure-
ment range is from 20 to 300K, with a measuring point
every 20K. We discuss the yellow-orange emission caused
by excess oxygen vacancies in ZnO. For realizing the
temperature dependence of PL peak energy of the sam-
ples, we use the Gaussian distribution to fit the data.
Consequently, we prove that the dependence of the peak
energy tends to vary with the crystal size as shown by
the roughly calculated values of the full width at half
maximum (FWHM).

Results and discussion
Figure 1 shows a diffraction peak coinciding with the
wurtzite structure of ZnO. The strong (002) diffraction
peak can be compared to the other peaks such as (101),
(102), and (103) that appear to have a weak intensity.
Owing to the strong and noticeable diffraction peak, we
infer that all the ZnO nanostructures grow along the
(002) direction, perpendicular to the substrate, and are
well crystallized. From Figure 2, we learn that the (002)



Figure 3 FE-SEM image. Image of the surface morphology of the
indium-doped ZnO nanostructures after annealing at a temperature
of 1,000°C.

Figure 5 Temperature dependence of the UV emission peak
energy. For the indium-doped ZnO nanostructures after annealing
at different temperatures.
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intensity is absolutely lower than that of non-doped in-
dium (Figure 1). Figure 2 also shows the peaks appearing
in the Joint Committee on Powder Diffraction Standards
(JCPDS) database which shows many peaks such as In,
In2O3, and ZnO. Besides, in this sample, we put doping
indium into ZnO, resulting in many increased diffraction
peaks such as In2O3 (222) and indium (111) which are
then checked by the JCPDS database. Therefore, it is
confirmed that doping indium into ZnO nanostructures
in this experiment is successful.
In this study, we observe the samples by the FE-SEM in

order to realize the surface structure and the results shown
in Figure 3. The elemental analysis or chemical
characterization of the ZnO nanostructures by the energy
dispersive spectrometer could be estimated. We can ob-
serve that the indium element exists which proved that
doping indium in the ZnO nanostructure is a success. We
can also see the formation of the rod-like morphology of
the nanostructures in the SEM image. Most of the
Figure 4 Annealing temperature-dependent lattice size of the
indium-doped ZnO nanostructures.
nanostructures remain grouped to form a flower-like
morphology. The average length of the needle-shaped
nanorods ranges from 66, 200, 250, to 400 nm, with an
average diameter of 3 μm. We note that the ZnO nanocrys-
tals are obviously shortened and incorporated with the
nearby ZnO. In addition, the surface of the ZnO nanostruc-
ture diminishes along with increased annealing
temperature, and the crystal size can be roughly calculated
by [21].

βhkl ¼
kλ

Lhkl cosθ

(Scherr equation),

where βhkl is the value of the FWHM, k is the Scherr
equation constant for 0.94, λ is the XRD diffraction
Figure 6 Temperature dependence of the yellow-orange
emission peak energy. For the indium-doped ZnO nanostructures
after annealing at different temperatures.
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wavelength 1.54 Å, θ is the diffraction angle, and Lhkl is
the crystal size. We find that the FWHM becomes grad-
ually larger from non-annealing to annealing at 1,000°C
which indicates that the ZnO lattice size becomes
smaller along with increased annealing temperature, as
shown in Figure 4. Inside the crystal, structural changes
are caused by different annealing temperatures, and the
FWHM of the diffraction peak (002) rises, which is why
the crystal size diminishes [22-24].
Figure 7 Normalized PL spectra. Spectra of the indium-doped
ZnO nanostructures after annealing at different temperatures
measured at temperatures of 20 and 300 K. The scale bars both
show the blueshift energy change of the yellow-orange emission
peak energy for the indium-doped ZnO nanostructures after
annealing at different temperatures, respectively.
Under high annealing temperatures, vacancy emissions
will lead to a rise in the peak energy and oxygen pro-
ceeds to replace the zinc location. This process not only
forms OZn vacancies but also enhances the intensity of
vacancy emission in highly oxygenated environments.
The bandgap of the semiconductors narrows when the
crystal size increases. High-temperature annealing
induces more defects inside the crystal and worsens the
crystallinity. wavelength and a violet emission at the
405-nm [26] wavelength. In addition, not only are there
yellow-orange and violet emissions found in the samples
but we also find ultraviolet light of 380 nm and weak
far-infrared light of 800 nm. In order to understand the
dependence between the PL peak energy and
temperature, a Gaussian distribution curve is used to fit
the data. Figure 5 shows the temperature dependence of
the UV emission peak energy for the indium-doped
ZnO nanostructures after annealing at different tem-
peratures. In Figure 5, it can be seen that due to the
doping, we find a redshift of the UV emission peak,
which can be attributed to the narrowing bandgap en-
ergy. As the measurement temperature increases, the
peak energy of the UV emission decreases. This
phenomenon is the same as that between the UV and
violet emissions. Figure 6 shows the temperature de-
pendence of the yellow-orange emission peak energy for
the indium-doped ZnO nanostructures after annealing
at different temperatures. Nevertheless, based on the
contrast in Figure 6, we find that the peak energy of the
non-annealed samples is 2.1 eV at a low temperature
(20K); however, the peak energy moves higher (2.18 eV)
when the measurement temperature increases. This
phenomenon is called a blueshift and is shown in all of
the other samples produced with different annealing
temperatures. In fact, the peak energy increases along
with varying measurement temperatures. Unlike the
Figure 8 Annealing temperature-dependent lattice size and
blueshift energy change. Lattice size and blueshift energy change
of the indium-doped ZnO nanostructures after annealing at different
temperatures.
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redshift shown with the common semiconductors, the
ZnO nanostructures in this experiment reveal different
blueshift action. It is generally accepted that the redshift
can be attributed to the temperature induced bandgap
shrinkage [27] and the changing of the electron-photon
interrelation, which can be predicted by the well-known
Varshni relation. The reasons for the blueshift of the
ZnO nanostructures are presented below.
Regardless of whether the samples undergo annealing

or not, the yellow-orange emission caused by the excess
oxygen vacancies in the ZnO all show the blueshift
phenomenon, which is more obvious with increasing
temperature, as shown in Figure 7. In other words, the
PL intensity is related to the photon energy. It can be
noticed that blueshift phenomenon is shown for the
samples produced at different annealing temperatures
and with the measurement temperature moving from
low to high. The two curves of Figure 7 present the nor-
malized PL spectra of the indium doping ZnO nanos-
tructure after annealing at different temperatures
measured at temperatures of 20K and 300K, respectively.
The non-annealed sample shows an 88-meV blueshift
from low to high temperatures. This is similar to the
samples annealed at 700°C (90 meV) and 1,000°C
(204 meV). The breadth of the photon energy is com-
pared for 20 to 300 K, and the samples are arranged
from non-annealing to annealing at 1,000°C. They show
first narrowing and then subsequent widening.
Figure 8 shows the relationship between the lattice size

and blueshift action of the photon energy for different
annealing temperatures. From this, we can see that the
bandgap of the semiconductor and the crystal size are
related. With increasing crystal size, the bandgap of the
semiconductor narrows. Therefore, we can see that the
bandgap of a semiconductor broadly causes the free
electronic transmit through the wider energy level than
before which influences the blueshift. Moreover, in this
figure, the lattice size and the blueshift are compared to
show the relation of the photon energy with the different
annealing temperature. Potential reasons for the blue-
shift to occur are that ZnO decomposes with excess oxy-
gen or there is an interval between the zinc and oxygen.
This phenomenon causes vacancies on the surface and
lattice shrinkage which then changes the electronic-pho-
non interrelationship. From past studies, we find that
the reason for the blueshift is the luminescence of va-
cancy [9]. We learn that the samples annealed at 1,000°C
have the highest PL intensity, and the intensity rises as
the measurement temperature decreases, resulting from
the formation of freeze-out phonons.
It is demonstrated that there are two paths for ZnO

vacancy emission resulting in strengthened peak energy
when the measurement-temperature increases (blue-
shift). The first path occurs as low temperature free
electrons transit from the conduction band to the Zni
level, then combine with a hole in the oxygen vacancy.
Another path is that once free electrons attain enough
energy to transit from the conduction band to the center
of the vacancies under high temperature and also com-
bine with a hole, resulting in green emission. Therefore,
free electrons under high temperatures have more en-
ergy to transit the bandgap than under low temperatures
which induces the blue-shift action. The experimental
results reveal that the carrier-transport process is essen-
tially attributed to the both emissions which are the lu-
minescence of vacancy.

Conclusions
It is demonstrated that there are two paths for ZnO va-
cancy emission resulting in strengthened peak energy
when the measurement temperature increases (blue-
shift). The first path occurs as low-temperature free-
electron transit from the conduction band to the Zni
level and then combines with a hole in the oxygen va-
cancy. Another path is that once free electrons attain
enough energy to transit from the conduction band to
the center of the vacancies under high temperature and
also combine with a hole, resulting in green emission.
Therefore, free electrons under high temperatures have
more energy to transit the bandgap than under low tem-
peratures which induces the blueshift action. The experi-
mental results reveal that the carrier-transport process is
essentially attributed to both emissions which are the lu-
minescence of vacancy.

Abbreviations
FE-SEM: Field-emission scanning electron microscopy; HR-XRD: High-
resolution X-ray diffraction; JCPDS: Joint Committee on Powder Diffraction
Standards; PL: Photoluminescence.

Competing interests
The authors declare that they have no competing interests.

Acknowledgments
The authors would like to acknowledge the support from the staff of GALOIS
(Group of Abel and Lie Operations In Sciences) and the QUEST Laboratory
(Quantum Electro-optical Science and Technology Laboratory), Graduate
Institute of Electro-Optical Engineering and Department of Electronic
Engineering, Chang Gung University, Taiwan. This study was financially
supported by the National Science Council of the Republic of China under
contract numbers NSC 97-2112-M-182-002-MY3 and NSC 100-2112-M-182-
003-MY2.

Author details
Graduate Institute of Electro-Optical Engineering and Department of
Electronic Engineering, Chang Gung University, Kwei-Shan, Tao-Yuan 333,
Taiwan.

Authors’ contributions
JCW designed and carried out the experiments, statistical analysis, and
participated in preparing the draft of the manuscript. YTL and FCC
analyzed the data. HIC and CHF offered the technical support. CYT
wrote, conceived, and designed the experiments. CYT and CHF
contributed to the use of the experimental HR-XRD, FE-SEM, and PL
facilities. TEN supervised the research and revised the manuscript. All
authors discussed the results, contributed to the manuscript text, and



Wang et al. Nanoscale Research Letters 2012, 7:270 Page 6 of 6
http://www.nanoscalereslett.com/content/7/1/270
commented on the manuscript. All authors read and approved the
final manuscript.

Received: 18 August 2011 Accepted: 30 May 2012
Published: 30 May 2012
References
1. Dong ZW, Zhang CF, Deng H, You GJ, Qian SX: Raman spectra of single

micrometer-sized tubular ZnO. Mater Chem Phys 2006, 99:160–163.
2. Chakraborty R, Das U, Mohanta D, Choudhury A: Fabrication of ZnO

nanorods for optoelectronic device applications. Indian J Phys 2009,
83:553–558.

3. Hsiao CC, Huang KY, Hu YC: Fabrication of a ZnO pyroelectric sensor.
Sensors 2008, 8:185–192.

4. Goldberger J, Sirbuly DJ, Law M, Yang P: ZnO nanowire transistors. J Phys
Chem B 2005, 109:9–14.

5. Lee JH, Ko KH, Park BO: Electrical and optical properties of ZnO
transparent conducting films by the sol–gel method. J Cryst Growth 2003,
247:119–125.

6. Meshkatoddini MR: Statistical study of the thin metal-oxide varistor
ceramics. Aust J Basic Appl Sci 2010, 4:751–763.

7. Wu JM, Fang CW, Lee LT, Yeh HH, Lin YH, Yeh PH, Tsai LN, Lin LJ:
Photoresponsive and ultraviolet to visible-light range photocatalytic
properties of ZnO:Sb nanowires. J Electrochem Soc 2011, 158:K6–K10.

8. Hichou AE, Addou M, Ebothé J, Troyon M: Influence of deposition
temperature (Ts), air flow rate (f) and precursors on
cathodoluminescence properties of ZnO thin films prepared by spray
pyrolysis. J Lumines 2005, 113:183–190.

9. Lin B, Fu Z, Jia Y: Green luminescent center in undoped zinc oxide films
deposited on silicon substrates. Appl Phys Lett 2001, 79:943–945.

10. Wu L, Wu Y, Pan X, Kong F: Synthesis of ZnO nanorod and the annealing
effect on its photoluminescence property. Opt Mater 2006, 28:418–422.

11. Zhang XT, Liu YC, Zhi ZZ, Zhang JY, Lu YM, Shen DZ, Xu W, Fan XW, Kong
XG: Temperature dependence of excitonic luminescence from
nanocrystalline ZnO films. J Lumines 2002, 99:149–154.

12. Vanheusden K, Warren WL, Seager CH, Tallant DR, Voigt JA, Gnade BE:
Mechanisms behind green photoluminescence in ZnO phosphor
powders. J Appl Phys 1996, 79:7983–7990.

13. Pan A, Yu R, Xie S, Zhang Z, Jin C, Zou B: ZnO flowers made up of thin
nanosheets and their optical properties. J Cryst Growth 2005, 282:165–172.

14. Tam KH, Ng AMC, Leung YH, Djurisic AB, Chan WK, Gwo S: ZnO nanorods
by hydrothermal method for ZnO/GaN LEDs. In Proceedings of the 2006
Conference on Optoelectronic and Microelectronic Materials and Devices
(COMMAD '06): December 6-8 2006; Perth, Australia. Edited by Faraone L.
New Jersey: IEEE; 2006:109–112.

15. Lin CC, Chen HP, Chen SY: Synthesis and optoelectronic properties of
arrayed p-type ZnO nanorods grown on ZnO film/Si wafer in aqueous
solutions. Chem Phys Lett 2005, 404:30–34.

16. Huang Z, Chai C, Cao B: Temperature-dependent emission shifts of
peanutlike ZnO microrods synthesized by a hydrothermal method. Cryst
Growth Des 2007, 7:1686–1689.

17. Cao B, Cai W, Zeng H: Temperature-dependent shifts of three emission
bands for ZnO nanoneedle arrays. Appl Phys Lett 2006, 88:161101.

18. Kwang JK, Young RP: Large and abrupt optical band gap variation in
In-doped ZnO. Appl Phys Lett 2001, 78:475–477.

19. Garcia R, Nuñez-Gonzalez R, Berman-Mendoza D, Barboza-Flores M, Rangel
R: Synthesis and characterization of In-doped ZnO nano-powders
produced by combustion synthesis. Rev Mex Fis S 2011, 57:10–12.

20. Satoh M, Tanaka N, Ueda Y, Ohshio S, Saitoh H: Epitaxial growth of zinc
oxide whiskers by chemical-vapor deposition under atmospheric
pressure. Jpn J Appl Phys 1999, 38:L586–L589.

21. Patterson AL: The Scherrer formula for X-ray particle size determination.
Phys Rev 1939, 56:978–982.

22. Tan ST, Chen BJ, Sun XW, Fan WJ, Kwok HS, Zhang XH, Chua SJ: Blueshift of
optical band gap in ZnO thin films grown by metal-organic
chemical-vapor deposition. J Appl Phys 2005, 98:013505.

23. Lee YC, Hu SY, Water W, Tiong KK, Feng ZC, Chen YT, Huang JC, Lee JW,
Huang CC, Shen JL, Cheng MH: Rapid thermal annealing effects on the
structural and optical properties of ZnO films deposited on Si substrates.
J Lumines 2009, 129:148–152.
24. Greene LE, Law M, Goldberger J, Kim F, Johnson JC, Zhang Y, Saykally RJ,
Yang P: Low-temperature wafer-scale production of ZnO nanowire
arrays. Angew Chem Int Ed 2003, 42:3031–3034.

25. Djurišić AB, Leung YH, Tam KH, Ding L, Ge WK, Chen HY, Gwo S: Green,
yellow, and orange defect emission from ZnO nanostructures: influence
of excitation wavelength. Appl Phys Lett 2006, 88:103107.

26. Fan XM, Lian JS, Zhao L, Liu YH: Single violet luminescence emitted from
ZnO films obtained by oxidation of Zn film on quartz glass. Appl Surf Sci
2005, 252:420–424.

27. Li C, Lv Y, Guo L, Xu H, Xicheng Ai X, Zhang J: Raman and excitonic
photoluminescence characterizations of ZnO star-shaped nanocrystals. J
Lumines 2007, 122–123:415–417.

doi:10.1186/1556-276X-7-270
Cite this article as: Wang et al.: Anomalous luminescence phenomena
of
indium-doped ZnO nanostructures grown on Si substrates by the
hydrothermal method. Nanoscale Research Letters 2012 7:270.
Submit your manuscript to a 
journal and benefi t from:

7 Convenient online submission

7 Rigorous peer review

7 Immediate publication on acceptance

7 Open access: articles freely available online

7 High visibility within the fi eld

7 Retaining the copyright to your article

    Submit your next manuscript at 7 springeropen.com


	Abstract
	Background
	Methods
	Results and discussion
	link_Fig1
	link_Fig2
	link_Fig3
	link_Fig4
	link_Fig5
	link_Fig6
	link_Fig7
	link_Fig8
	Conclusions
	Competing interests
	Acknowledgments
	Author details
	Authors&rsquo; contributions
	References
	link_CR1
	link_CR2
	link_CR3
	link_CR4
	link_CR5
	link_CR6
	link_CR7
	link_CR8
	link_CR9
	link_CR10
	link_CR11
	link_CR12
	link_CR13
	link_CR14
	link_CR15
	link_CR16
	link_CR17
	link_CR18
	link_CR19
	link_CR20
	link_CR21
	link_CR22
	link_CR23
	link_CR24
	link_CR25
	link_CR26
	link_CR27

